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(54) METHOD FOR MANUFACTURING HOLLOW FIBER MEMBRANE 

(57)Abstract: 

PROBLEM TO BE SOLVED: To provide a method for manufacturing a hollow fiber membrane 
reduced in the irregularity of capacity such as water penetration quantity, water permeability 
or the like. 

SOLUTION: In the method for manufacturing the dry hollow fiber membrane reduced in the 
amount of an eluted substance including a process for preliminarily manufacturing a wet 
membrane comprising a polysulfone polymer and polyvinylpyrrolidone and high in water 
penetration quantity and having a large pore size and drying the wet membrane after 
desolvation to contract the pore size of the wet membrane and further making a part of 
polyvinylpyrrolidone in the membrane insoluble in water, the wet membrane is heated and dried 
at 40-120° C in the wet membrane drying process and subsequently irradiated with 
microwaves. 



LEGAL STATUS 

[Date of request for examination] 1 8.08.2005 

[Date of sending the examiners decision of 

rejection] 

[Kind of final disposal of application other than 
the examiner s decision of rejection or 
application converted registration] 

[Date of final disposal for application] 

[Patent number] 

[Date of registration] 

[Number of appeal against examiner's decision 
of rejection] 

[Date of requesting appeal against examiner's 
decision of rejection] 

[Date of extinction of right] 



http://www19jpdl.ncipi.gojp/PA1/result/detail/main/wAAA.WaGOFDA41517532... 2006/09/27 



JP.2003-175322.A [CLAIMS] 



1/1 v 



* NOTICES * 

JPO and NCIPI are not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the 
original precisely. 

2. **** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



CLAIMS 



[Claim(s)] 

[Claim 1] The humid film which does not contain the pit hold-back agent of a big aperture in the 
amount of high water penetration which consists of a polysulfone system polymer and a 
polyvinyl pyrrolidone is manufactured beforehand. It is the manufacture approach of the dry 
hollow filament-like film with few [ after shrinking the aperture of this humid film by drying after 
desolventization ] effluents including the process which insolubilizes a part of polyvinyl 
pyrrolidone in the film in water further. The manufacture approach of the hollow filament-like 
film characterized by carrying out by carrying out a microwave exposure after carrying out 
stoving of the desiccation process of the humid film at 40-degree-C or more temperature of 
1 20 degrees C or less. 

[Claim 2] The manufacture approach according to claim 1 characterized by ****(ing) the hollow 
filament-like film at the time of desiccation in the shape of a thread, and ventilating a 
dehumidification gas in this thread. 

[Claim 3] The manufacture approach according to claim 2 characterized by the difference of the 
water content of the film in the core and the periphery section of a thread at the time of 
desiccation initiation being less than 10%. 

[Claim 4] The manufacture approach according to claim 2 or 3 characterized by changing from 
stoving to a microwave exposure when the average water content of the thread after 
desiccation initiation becomes 20 - 70%. 

[Claim 5] The manufacture approach according to claim 4 characterized by the difference of the 
water content of the film in the core and the periphery section of this thread in the time of the 
average water content of the thread after desiccation initiation becoming 50 - 70% being less 
than 5%. 

[Claim 6] The manufacture approach according to claim 1 to 5 characterized by the ratio of the 
polyvinyl pyrrolidone to a polysulfone system polymer being 18 - 27 % of the weight by a film 
production undiluted solution consisting of a polysulfone system polymer, a polyvinyl 
pyrrolidone, and a solvent. 



[Translation done.] 
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DETAILED DESCRIPTION 

[Detailed Description of the Invention] 
[0001] 

[Field of the Invention] This invention has very few elution volumes from the film, and adhesion 
of blood protein and a platelet is related with the approach of manufacturing the small hollow 
filament-like film of dispersion in engine performance, such as the amount of water penetration, 
and permeability, especially, in the manufacture approach of the hollow filament-like desiccation 
film of having little outstanding dialysis engine performance. 
[0002] 

[Description of the Prior Art] The technique of using the film which has alternative permeability 
progresses splendidly in recent years, and utilization in extensive fields, such as a separation 
filter of a gas or a liquid, hemodialyzer in the medical field, a hemofiltration machine, and a 
constituent-of-blood selection separation filter, is progressing until now. As an ingredient of this 
film, polymers, such as cellulose systems (a regenerated-cellulose system, a cellulose acetate 
system, chemistry denaturation cellulose system, etc.), a polyacrylonitrile system, a 
polymethylmethacrylate system, a polysulfone system, a polyethylene vinyl alcohol system, and 
a polyamide system, have been used. Among these, since haemocompatibility of a polysulfone 
system polymer improves by in addition to the thermal stability, acid-proof, and alkali resistance 
adding a hydrophilization agent to a film production undiluted solution, and producing a film to it, 
it was observed as a semipermeable membrane material and research has been advanced. 
[0003] On the other hand, in order to paste up the film and to produce a module, it is necessary 
to dry the film but, and if the porous film which consists of an organic macromolecule, the 
permeable membrane which consists of hydrophobic polymers, such as a polysulfone system, 
especially, and ultrafiltration membrane are dried after film production, it is known that the 
amount of water penetration will fall remarkably compared with desiccation before. Therefore, 
the film always needed to be dealt with in the damp or wet condition and the condition of having 
made water immersed. 

[0004] The approach conventionally taken as this cure was putting low volatility organic liquids, 
such as a glycerol, in the hole part in the porous film after film production and before 
desiccation. However, since hyperviscosity [ a low volatility organic liquid ] generally, although 
washing removal took time amount, module molding of the film was carried out and after 
washing was a minute amount, the problem was to see the effluent of the low volatility organic 
liquid origin etc. in module mounting fluid (various derivatives which reacted chemically with the 
low volatility organic liquid, and were generated). 

[0005] Although the method of using the mineral salt of a calcium chloride etc. instead of a low 
volatility organic liquid is shown in the patent reference 1 as an approach of drying without 
using a low volatility organic liquid, there is no change in the need of carrying out washing 
removal. Moreover, though it is a minute amount, it is apprehensive about the bad influence 
which the mineral salt which remained has on a dialysis patient. 

[0006] Moreover, the manufacture approach of the hollow fiber which irradiates microwave is 
shown in the patent reference 2 as the membranous desiccation approach, performing moist 
heat treatment by the steam to a hollow fiber. However, since steam treatment is carried out in 
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order to prevent deformation of the film, though it is desiccation, there is a fault which 
lengthens the drying time, and further, since it is the desiccation after making low volatility 
organic liquids, such as a glycerol, adhere, the purpose of reducing the effluent from the film is 
not attained. 

[0007] The hydrophilization film containing the polyvinyl pyrrolidone which carried out 
desiccation processing to the patent reference 3 and the patent reference 4, without using a 
low volatility organic liquid is indicated. Although the engine performance which separates a 
plasma component from blood is indicated by these, since plasma protein penetrates, it turns 
out that it is not effective as permeable membrane. Moreover, since the polyvinyl pyrrolidone is 
dried at the temperature decomposed and denatured, in the purpose of reducing the effluent 
from the film, it is the process which is not very desirable. 

[0008] Moreover, the hollow fiber to which blood made abundance of the polyvinyl pyrrolidone in 
the film internal surface which contacts directly about 20 - 50% is indicated by the patent 
reference 5. This shows the humid film for mainly lessening affixes, such as blood protein and a 
platelet. Therefore, although it is shown that change cannot take place easily at the time of the 
path of a filtrate rate since blood protein cannot adhere easily, there is no publication about 
dialysis engine performance, like the permeability of albumin is low. 

[0009] this invention person proposed the approach of drying the humid film which has the 
specific engine performance, without sinking into low volatility organic liquids, such as a glycerol, 
and manufacturing the highly efficient blood purification film (patent reference 6). However, 
when it was made the shape of a thread and dried by this approach as a result of a subsequent 
examination, it became clear by the core of a thread, and the film of the periphery section that 
some engine-performance difference arises. 
[0010] 

[Patent reference 1] JP,6-277470,A [the patent reference 2] JP,1 1-332980,A [the patent 
reference 3] JP,8~52331,A [the patent reference 4] JP,8-9668,B [the patent reference 5] JP,6- 
296686,A [the patent reference 6] The patent No. 3281364 official report [001 1] 
[Problem(s) to be Solved by the Invention] The technical problem of this invention has very few 
elution volumes from the film, and they are for adhesion of blood protein and a platelet to offer 
the approach of manufacturing the small hollow filament-like film of dispersion in engine 
performance, such as the amount of water penetration, and permeability, especially, in few 
outstanding hollow filament-like manufacture approaches. 
[0012] 

[Means for Solving the Problem] Like the above, there was no desiccation film for blood 
purification which has the dialysis engine performance dried without using the pit hold-back 
agent leading to the effluent from a module to this invention person's etc. patent invention 
(patent reference 6). When the cause was dried without using a pit hold-back agent, the damp 
or wet condition was becoming completely different film of the low engine performance. Then, 
this invention person etc. produces beforehand the humid film which has the specific engine 
performance which is a diameter of an osculum in the amount of high water penetration rather 
than the target engine performance by said invention. There is nothing to the former of 
manufacturing the film which is made dried and contracting this and has the dialysis engine 
performance of a target. As a result of advancing research wholeheartedly based on the way of 
thinking that nobody thought of, there were very few effluents and the approach of obtaining 
the film which has the dialysis engine performance adhesion of blood protein and a platelet 
excelled [ engine performance ] in little permselectivity was offered. However, after that, when 
research was advanced further, this invention persons discovered that dispersion arose in the 
amount of water penetration, or penetrable ability by the core of a thread, and the film of the 
periphery section, when manufacturing the blood purification film by the approach of the patent 
reference 6, and the humid film was made into the shape of a thread and it dried. Then, in order 
to abolish dispersion, as a result of inquiring wholeheartedly, it results that dispersion is 
suppressed in header this invention with devising a desiccation process. 
[0013] Namely, this invention consists of a (1) polysulfone system polymer and a polyvinyl 
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pyrrolidone. The humid film which does not contain the pit hold-back agent of a big aperture in 
the amount of high water penetration is manufactured beforehand. It is the manufacture 
approach of the dry hollow filament-like film with few [ after shrinking the aperture of this humid 
film by drying after desolventization ] effluents including the process which insolubilizes a part 
of polyvinyl pyrrolidone in the film in water further. The manufacture approach of the hollow 
filament-like film characterized by carrying out by carrying out a microwave exposure after 
carrying out stoving of the desiccation process of the humid film at 40-degree-C or more 
temperature of 120 degrees C or less, (2) The manufacture approach given in the above (1) 
characterized by ****(ing) the hollow filament-like film at the time of desiccation in the shape 
of a thread, and ventilating a dehumidification gas in this thread, (3) The manufacture approach 
given in the above (2) characterized by the difference of the water content of the film in the 
core and the periphery section of a thread at the time of desiccation initiation being less than 
10%, (4) The above (2) characterized by changing from stoving to a microwave exposure when 
the average water content of the thread after desiccation initiation becomes 20 - 70%, or the 
manufacture approach given in (3), (5) The manufacture approach given in the above (4) 
characterized by the difference of the water content of the film in the core and the periphery 
section of this thread in the time of the average water content of the thread after desiccation 
initiation becoming 20 - 70% being less than 5%, (6) film-production undiluted solution And a 
polysulfone system polymer, a polyvinyl pyrrolidone, And it consists of a solvent and is related 
with one manufacture approach of above-mentioned (1) - (5) characterized by the ratio of the 
polyvinyl pyrrolidone to a polysulfone system polymer being 18-27 % of the weight. The hollow 
filament-like film obtained by the approach of this invention is excellent in the hemodialysis 
engine performance, and is used as permeable membrane. Furthermore, it is useful also as film 
for other extracorporeal circulation therapies. 
[0014] 

[Embodiment of the Invention] Below, the configuration of the hollow filament-like film (only 
henceforth the "film") of this invention is explained at a detail. The manufacture approach of 
this invention manufactures the humid film of a big aperture beforehand in the amount of high 
water penetration, and has the description to make it dry without infiltrating a pit hold-back 
agent after desolventization. 

[0015] Usually, it is classified into the inorganic substance with which the pit hold-back agent 
used in case the hollow filament-like film is manufactured is anxious about the toxicity to the 
organic substance and the body which have viscosity. Since the pit hold-back agent which 
consists of the organic substance which has viscosity has high viscosity and it is difficult to 
carry out washing removal completely, it can change with the cause which remains in the film, is 
made to increase the elution volume from the film, reacts chemically with the pit hold-back 
agent which remained further, and produces deleterious material. On the other hand, since it 
remains in a minute amount also in the pit hold-back agent which consists of an inorganic 
substance, it is apprehensive about the bad influence which it has on a dialysis patient. 
[0016] The pit hold-back agent as used in the field of this invention is matter put in the hole 
part in the film in the manufacture process before drying in order to prevent the degradation at 
the time of desiccation. It is possible by immersing the humid film in the solution containing a pit 
hold-back agent to put this hold-back agent in the hole part in the film. If even washing and 
removal carry out a pit hold-back agent also even for after desiccation, it is possible to hold 
engine performance, such as the amount of water penetration equivalent to the humid film and 
rejection, according to the effectiveness of a pit hold-back agent. 

[0017] As a pit hold-back agent, ethylene glycol, propylene glycol, A trimethylene glycol, 1, 2- 
butylene glycol, 1, 3-butylene glycol, 2-butine -1, 4-diol, the 2-methyl -2, 4-PENTA diol, 2- 
ethyl -1, 3-hexandiol, a glycerol, tetraethylene glycol, The organic compound and calcium 
chlorides of a polyethylene glycol 200, a polyethylene glycol 300, and polyethylene-glycol 400 
grade, such as a glycol system or a glycerol system compound, and a sucrose fatty acid ester. 
The mineral salt of a sodium carbonate, sodium acetate, magnesium sulfate, a sodium sulfate, a 
zinc chloride, etc. can be mentioned. 
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[0018] Moreover, in this invention, the amounts of water penetration are 100mL(s) / (m2 and 
hr-mmHg) above in the amount of high water penetration, and the humid film of a big aperture 
means the humid film which the transmission of the polyvinyl pyrrolidone of weight average 
molecular weight 40,000 exceeds 75%, and has the engine performance whose transmission of 
the albumin in a cow plasma system is 0.3% or more. 

[0019] The permeability of cow plasma albumin can be measured by the following approaches. 
First, 100 hollow filament-like film with a die length of 20cm is bundled, and a small module is 
produced. The heparinize cow plasma (heparin 5000 IU/L (liter), protein concentration 6.0 g/dL 
(deciliter)) warmed to this module at 37 degrees C is passed with the linear velocity of 
1.0cm/second to a film internal-surface side, a module enters, and an ultrafiltration is 
performed for 30 minutes in mean-pressure 50mmHg of** and ****. It computes permeability 
by measuring measurement of the concentration of the obtained filtrate and former liquid on the 
wavelength of 280nm with an ultraviolet spectroscopy photometer, and substituting it for the 
following formula (1). 

Permeability (%) =(absorbance of filtrate) x100/(absorbance of former liquid) (1) 
[0020] The transmission of a polyvinyl pyrrolidone is called for by performing the same 
actuation as measurement of the transmission of cow plasma albumin except having used the 
water solution to filter as the phosphoric-acid buffer (0.15-mol [ // I. ], pH7.4) water solution of 
3% of the weight of a polyvinyl pyrrolidone (BASF A.G. make K30, weight average molecular 
weight 40,000), and the module having entered and having set the mean pressure of ** and 
**** to 200mmHg(s). 

[0021] After the humid film of a big aperture making a polysulfone system polymer (only 
henceforth a "polymer"), a polyvinyl pyrrolidone, and the film production undiluted solution that 
consists of a solvent breathe out from a double annular nozzle with internal liquid in the amount 
of high water penetration and passing an air gap, in the manufacture approach made to solidify 
by the coagulation bath, it can manufacture by using the water solution of the solvent of a 
polymer for internal liquid. 

[0022] Although internal liquid makes a membranous centrum and a membranous internal 
surface form, it turns out that the aperture of an internal surface becomes large in proportion 
to the solvent concentration in internal liquid. In this invention, since the permeable membrane 
of the engine performance of a target is obtained by carrying out drying shrinkage of the humid 
film, compared with the time of manufacturing the humid film which has the target solvent 
concentration in internal liquid dialysis-engine performance, it is necessary to make it high 
concentration. 

[0023] What has the repeat unit shown by the following formula (2) or the formula (3) as a 
polysulfone system polymer used by this invention is mentioned. In addition, Ar in a formula 
shows the phenyl group of two permutations in the para position, and limits neither about 
polymerization degree nor especially molecular weight. 
-0-Ar-C(CH3)2-Ar-0-Ar-S02-Ar- (2) 
-0-Ar-S02-Ar- (3) 

[0024] Since the hydrophilization effectiveness to the film is as high as the thing of the amount 
of macromolecules and little and as sufficient effectiveness as the thing of the amount of 
macromolecules can demonstrate a polyvinyl pyrrolidone, in this invention, a with a weight 
average molecular weight of 900,000 or more polyvinyl pyrrolidone is used. Although it is 
necessary to make a lot of polyvinyl pyrrolidones remain in the film in order to give the 
hydrophilization effectiveness to the film using the polyvinyl pyrrolidone which has weight 
average molecular weight smaller than 900,000 for this reason, the effluent from the film will 
increase. Moreover, in order to lower an effluent conversely, when the amount of survival in the 
inside of the film of the polyvinyl pyrrolidone of weight average molecular weight smaller than 
900,000 was lessened, the hydrophilization effectiveness becomes inadequate and hemodialysis 
is performed as a result, the fall of filtration velocity with time is caused and sufficient 
effectiveness cannot be demonstrated. 

[0025] Moreover, both the solvents used for the dissolution of a polysulfone system polymer 
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and a polyvinyl pyrrolidone dissolve both these, and are a N-methyl-2-pyrrolidone, N.N- 
dimethylformamide, N.N-dimethylacetamide, etc. Especially if the polymer concentration in a film 
production undiluted solution is the range of concentration where the film which could produce 
the film and was obtained has the engine performance as film, it will not be restricted, but it is 
10 - 30 % of the weight preferably five to 35% of the weight. In order to attain permeable high 
ability, the lower one of polymer concentration is good, and its 10 - 25 % of the weight is 
desirable. 

[0026] A still more important thing is the addition of a polyvinyl pyrrolidone, and the mixing ratio 
of the polyvinyl pyrrolidone to a polymer is 20 - 27 % of the weight still more preferably ten to 
27% of the weight preferably 27 or less % of the weight. It is difficult to be in the inclination 
whose elution volume increases, when the mixing ratio of the polyvinyl pyrrolidone to a polymer 
exceeds 27 % of the weight, and to obtain the film of sponge structure, since the viscosity of a 
film production undiluted solution is low at less than 10 % of the weight. Moreover, what is 
necessary is it to be also possible for to add the 4th component, such as water and a poor 
solvent, in order to control undiluted solution viscosity and a dissolution condition, and for 
combination just to perform the class and an addition at any time. 

[0027] Water is desirable although the liquid which does not dissolve polymers, such as aliphatic 
hydrocarbon, such as alcohols; ether;n-hexanes, such as a water; methanol and ethanol, and n- 
heptane, for example is used as a coagulation bath. Moreover, it is also possible to control a 
coagulation rate by adding a little the solvent which dissolves a polymer in a coagulation bath. - 
30-90 degrees C of 0-90 degrees C of temperature of a coagulation bath are 0-80 degrees C 
still more preferably preferably. The temperature of a coagulation bath exceeds 90 degrees C, 
or the surface state of the hollow filament-like film in a coagulation bath cannot be easily 
stabilized as it is less than -30 degrees C. 

[0028] Desiccation after desolventization washing is performed by changing to a microwave 
exposure, after carrying out ventilation desiccation of the thread which is fully carrying out 
humidity with the gestalt (it is only henceforth called a "thread") of the thread which bundled 
several hollow filament-like many film at 40-degree-C or more temperature of 120 degrees C or 
less. Furthermore, it is desirable to ventilate the dehumidification gas which does not exceed 40 
degrees C at the time of this stoving and a /microwave exposure. It means passing a wind 
between hollow filament-like film as ventilating in a thread. In this invention, ventilating a with a 
40-degree-C or more temperature [ temperature 120 degrees C or less ] dehumidification gas 
in a thread means performing stoving to a thread at the same time it ventilates in a thread. 
[0029] The microwave exposure is suitable for drying the thread of low water content more 
uniformly for a short time, the change to the microwave exposure from ventilation desiccation 
has a desirable time of the average water content of a thread becoming 50 - 70% desirably 20 
to 70%, and it is still more desirable then by suppressing dispersion in the engine performance 
that the difference of the water content of the film in the core and the periphery section of a 
thread is less than 5%. It is possible at the time of desiccation to make the difference of the 
water content of the film in the core and the periphery section of this thread less than 5% by 
ventilating in a thread. Here, the core of a thread means one sixth of the range of a diameter 
from the central point in the circle configuration cross section of a thread. Moreover, the 
periphery section of a thread means one sixth of the range of a diameter from a periphery in the 
circle configuration cross section of a thread. 

[0030] Moreover, since it is the same, it is desirable also about the thread at the time of 
desiccation initiation that the difference of the water content of the film in the core and the 
periphery section of a thread is less than 10%. If the thread after desolventization is left, since a 
difference will arise in the water content of the core of a thread, and the periphery section, it is 
possible by immersing a thread underwater again, just before going into a desiccation process to 
make the difference of the water content of a thread core and the periphery section less than 
10%. 

[0031] Here, water content means what is calculated by count by (4) types from the weight (A 
(g)) of the thread before desiccation (or film), and the weight (B (g)) of a desiccation thread (or 



http://www4.ipdl.ncipi.gojp/cgi-bin/tran_web_cgLejje 



2006/09/27 



JP,2003-175322,A [DETAILED DESCRIPTION] 



6/13 s<— v 



film). 

Water content (%) =(A-B)x1 00/B (4) 

[0032] It is desirable still more desirable that it is [ 40 degrees-C or more ] 120 degrees C or 
less, and drying temperature is 40 degrees C or more 100 degrees C or less. If it exceeds 120 
degrees C, in order that a polyvinyl pyrrolidone may denaturalize and decompose, it is not 
desirable from the elution volume from the desiccation film obtained even if it did not use a pit 
hold-back agent increasing. It takes [ desiccation / too much ] time amount at less than 40 
degrees C and is not desirable. Moreover, although the high thing of the output of microwave is 
desirable, an optimum value changes with amounts of the film to dry. 

[0033] Since a part of PVP in the film can be insolubilized in water by irradiating radiations, 
such as an electron ray and a gamma ray, at the film after desiccation, it is possible to reduce 
the elution volume from the film more. Whichever after a modularization of the exposure of a 
radiation is sufficient as a modularization front stirrup. Moreover, if all PVP in the film is 
insolubilized, while an elution volume can be reduced, it is not desirable from a leuco PENIA 
symptom being observed at the time of dialysis. 

[0034] With PVP insoluble in the water as used in the field of this invention, the meltable 
amount of PVP is deducted from the total amount of PVP in the film in water. The total amount 
of PVP in the film is easily computable with the elemental analysis of nitrogen and sulfur. 
Moreover, the amount of PVP meltable in water can be calculated by the following approaches. 
After dissolving the film completely by the N-methyl-2-pyrrolidone, water is added in the 
obtained polymer solution and a polysulfone system polymer is settled completely. After putting 
this polymer solution furthermore, the quantum of meltable PVP can be carried out to water by 
carrying out the quantum of the amount of PVP in a supernatant with liquid chromatography. 
[0035] It is characterized by drying it by microwave exposure, after the manufacture approach 
of this invention carries out stoving of the humid film which does not contain a pit hold-back 
agent at 40-degree-C or more temperature of 120 degrees C or less. The film obtained using 
this manufacture approach is desiccation film which does not contain a pit hold-back agent, and 
the amount of water penetration of pure water is [ the permeability of the polyvinyl pyrrolidone 
of 10-1,000mL/(m2 and hr-mmHg) and weight average molecular weight 40,000 ] 75% or less. 
And the transmission of the albumin in a cow plasma system is less than 0.3%, and it is the 
hollow filament-like film characterized by the variation in each engine performance being still 
smaller. 

[0036] Although the beta 2-microglobulin (molecular weight: 11,800) made into the causative 
agent for the improvement of dialysis amyloid condition of disease is made to fully penetrate in 
the latest hemodialysis therapy, the film which has the fractionation nature which does not 
make most albumin (molecular weight: 67,000) penetrate is called for, and the permeability of 
albumin [ in / in the film of this invention / a cow plasma system ] is 0.3% or less. Since it 
means losing greatly albumin effective in the inside of the body, it is not desirable as permeable 
membrane that the transmission of albumin exceeds 0.3%. 

[0037] Moreover, the linear correlation which the amount of water penetration of pure water 
shows in the following formula (5) at the transmission (A (%)) of a polyvinyl pyrrolidone and the 
path clearance (B (a part for mL/)) of beta 2-microglobulin in the film of 10mL(s) / (m2 and hr- 
mmHg) more than exists. Although it is required for path clearance evaluation to fabricate and 
process the module of the dialysis specification which has the effective film surface product of 
2 1.5m, it is possible for it to be measurable in simple and to guess path clearance easily by this 
evaluation approach. 
B(part for mL/) =0.636A+29.99 (5) 

Here, in accordance with the performance-evaluation criteria of Japanese Society for Artificial 
Organs, dialysis measurement of the path clearance of beta 2-microglobulin is carried out at the 
module of the effective film surface product of 2 under a part (film internal-surface side) for 
blood flow rate 200mL/, and the conditions for dialysing fluid flow rate 500mL/(film outside- 
surface side) 1.5m. 

[0038] Although, as for the path clearance of beta 2-microglobulin, various things are demanded 
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according to a dialysis patient's physical strength, or the percentage of completion of condition 
of disease and condition of disease, if the transmission of a polyvinyl pyrrolidone exceeds 75% f 
since the transmission of albumin will exceed 0.3%, the transmission of a polyvinyl pyrrolidone 
needs to be 75% or less. 

[0039] Moreover, since the pit hold-back agent is not being used for the film made by the 
manufacture approach of this invention by the production process, the effluent of the pit hold- 
back agent origin does not exist. Therefore, the absorbance of the effluent test fluid of the film 
of this invention is less than 0.04, and does not contain a pit hold-back agent in this test fluid. 
With effluent test fluid, it prepares here based on hemodialysis apparatus acknowledgement 
criteria, and after putting 1.5g of desiccation hollow filament-like film cut to 2cm, and distilled— 
water-for-injection 150mL into the glassware which suits the alkali dissolution test of the 
glassware trial for injection of a Japanese pharmacopoeia, warming at 70**5 degrees C for 1 
hour and removing the film after cooling, what added distilled water and was set to 150mL(s) is 
meant. An absorbance is measured with an ultraviolet absorption spectrum on the wavelength 
which shows the maximum absorption wavelength in 220-350nm. Although making an 
absorbance or less into 0.1 is defined on hemodialysis apparatus acknowledgement criteria, 
since the film of this invention does not hold a pit hold-back agent, it can attain less than 0.04. 
Moreover, about the existence of a pit hold-back agent, it is detectable by measuring the thing 
which condensed or removed [ moisture ] this test fluid by well-known approaches, such as a 
gas chromatography, liquid chromatography, differential refractive media, an ultraviolet 
spectroscopy photometer, an infrared absorptiometry, nuclear-magnetic-resonance 
spectroscopy, and elemental analysis. Moreover, it is detectable also about whether a pit hold- 
back agent is included in the film with these measuring methods. 

[0040] The film made by the manufacture approach of this invention consists of a polysulfone 
system polymer and a polyvinyl pyrrolidone, and the concentration of the polyvinyl pyrrolidone in 
a film internal surface is 30 - 45 % of the weight. By the polysulfone system film which is the 
hydrophilic property of the film internal surface which blood touches, and contains a polyvinyl 
pyrrolidone (only henceforth "PVP"), the PVP concentration of a film internal surface is 
important for a factor important for membranous haemocompatibility. When the PVP 
concentration of a film internal surface is too low, a film internal surface shows hydrophobicity, 
plasma protein tends to adsorb, and the coagulation of blood also tends to take place. That is, it 
becomes membranous poor haemocompatibility. Conversely, if the PVP concentration of a film 
internal surface is too high, the elution volume to the blood system of PVP will increase, and 
the result which is not desirable will be given for the purpose and application of this invention. 
Therefore, the concentration of PVP of the film internal surface in this invention is 30 - 40% of 
range, and is 33 - 40% preferably. 

[0041] The PVP concentration of a film internal surface is determined by the X ray photon 
spectrum (X-ray Photoelectron spectroscopy, henceforth, XPS). That is, after measurement of 
XPS of a film internal surface arranges a sample in on a double-sided tape, a cutter cuts it open 
to fiber shaft orientations, and after extending so that the membranous inside may become a 
table, it is measured by the usual approach. That is, C1s and 01s, the concentration for which it 
asked using the relative sensitivity coefficient of equipment attachment from the surface 
concentration (nitrogen atom concentration) of nitrogen and sulphuric surface concentration 
(sulfur atom concentration) is said from the integrated intensity of N1s and an S2p spectrum, 
and when a polysulfone system polymer is the structure of (2) types, it can ask by count by (6) 
types. 

PVP concentration (% of the weight) =C1M1x100/(C1M1+C2M2) (6) 

It is here and is C1:nitrogen atom concentration (%). 

C2: Sulfur atom concentration (%) 

M1 :P Molecular weight of the repeat unit of VP (111) 

M2: Molecular weight of the repeat unit of a polysulfone system polymer (442) 
[0042] 

[Example] Although the example of this invention is shown below, this invention is not limited to 
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this. 

(Measurement of the amount of platelet adhesion) The following operating procedure performed 
measurement of the amount of platelet adhesion to the film. Bundle 100 hollow filament-like film 
with a die length of 15cm, produce a small module, and this module is made to pass heparinize 
Homo sapiens fresh blood for 15 minutes with the linear velocity of 1.0cm/second, and the 
physiological saline was continuously passed for 1 minute. Next, it computed as LDH activity of 
per a film surface product (internal-surface conversion) by carrying out the quantum of the 
lactate dehydrogenase (henceforth "LDH") emitted from the platelet which carried out beating 
of the hollow filament-like film to 5mm spacing extent, carried out ultrasonic irradiation in the 
physiological saline which contains the polyethylene-glycol alkylphenyl ether (Wako Pure Chem 
trade name triton X-100) 0.5%, and adhered to the film front face. Measurement of enzyme 
activity used the LDH mono-test kit (Boehringer Mannheim and made in Yamanouchi). In 
addition, it compared with a specimen and coincidence using the film (what was obtained by 
being immersed in ethanol for one day after the film of the example 1 in front of gamma 
irradiation was immersed in the sodium hypochlorite with an available chlorine concentration of 
1,500 ppm for two days) which does not contain PVP as positive control. 
[0043] (Plasma protein amount of adsorption) Except having carried out ultrafiltration time 
amount in 240 minutes, after the plasma protein amount of adsorption to the film performed the 
same actuation as the transmissometry of albumin, the physiological saline washed it for 1 
minute. Next, it computed as the protein amount of adsorption per film weight by carrying out 
beating of the hollow filament-like film to 5mm spacing extent, and carrying out the quantum of 
the plasma protein stirred and extracted in the physiological saline which contains sodium lauryl 
sulfate 1.0%. Protein concentration used BCA protein assay (made in Pierce). In addition, it 
compared with a specimen and coincidence using the film (what was obtained by being 
immersed in ethanol for one day after the film of the example 1 in front of gamma irradiation 
was immersed in the sodium hypochlorite with an available chlorine concentration of 1,500 ppm 
for two days) which does not contain PVP as positive control. 
[0044] 

[Example 1] (Film production and removal of a residual solvent) It dissolved in 77.7 % of the 
weight of N,N-dimethylacetamide, and 18.0 % of the weight (product made from Amoco 
Engineering Polymers P-1700) of polysulfones and 4.3 % of the weight (BASF A.G. make K90, 
weight average molecular weight 1,200,000) of polyvinyl pyrrolidones were used as the uniform 
solution. Here, the mixing ratio of the polyvinyl pyrrolidone to the polysulfone in a film 
production undiluted solution was 23.9 % of the weight. This film production undiluted solution 
was kept at 60 degrees C, and it was immersed to the coagulation bath which is made to 
breathe out from a spinning port (double annular nozzle 0.1mm - 0.2 mm to 0.3 mm), is made to 
pass a 0.96m air gap, and consists of 75-degree C water with the internal liquid which consists 
of a mixed solution of 30 % of the weight of N,N-dimethylacetamide, and 70 % of the weight of 
water. At this time, from a spinning port to the coagulation bath was surrounded by the 
cylinder-like cylinder, the humidity in a cylinder was controlled and temperature was controlled 
for the nitrogen gas which contained the steam in the cylinder at 51 degrees C 54.5% with the 
sink. Spinning speed was fixed to a part for 80m/. Here, the ratio of the air gap to spinning 
speed was 0.012m/(a part for m/). The residual solvent in the film was removed after cutting 
the rolled-round thread by washing a 80-degree C hot water shower over 2 hours from the 
cutting plane upper part of a bundle (die length of 300mm, 9200 film numbers). 
[0045] (Desiccation of the humid film and insolubilization processing of PVP) Stoving was 
carried out by putting 30 threads after the above-mentioned residual solvent removal (the 
difference of the water content of the film [ in / water content / of the film of 300% and a 
thread core / water content / in the water content of the film of 300% and the thread periphery 
section / the core and the periphery section of 300% and a thread ] being 0%) into the dryer (3m 
[/second ] circulation wind speed in a dryer) set as 87 degrees C. Moreover, 25-degree C 
dehumidification air (10% or less of humidity) was ventilated from the lower part of each thread 
from the lower part of a thread to the upper part at the 8m [/second ] wind speed between the 
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time of desiccation initiation, and the time of desiccation termination. At this time, the 1m 
[/second ] wind speed was measured by the thread average from the upper part of a thread at 
the time of desiccation initiation. Next, when the water content of a thread became 65% (the 
difference of the water content of the film [ in / water content / of the film of a thread core / 
in the water content of the film of 67% and the thread periphery section / the core and the 
periphery section of 64% and a thread ] is 3%), water content obtained less than 1% of 
desiccation film (thread) for ventilation desiccation a stop and by carrying out a microwave 
exposure (output of 21 kW) for 4 minutes. Furthermore, a part of PVP in the film was 
insolubilized by irradiating the gamma ray of 25kG(ies) at the obtained desiccation film (thread). 
[0046] (Performance-evaluation result) The engine performance of this film is shown in Table 1. 
The engine performance shows the average of the result measured 10 times. When this film was 
used as the module of 2 the effective filtration area of 1.5m and path clearance of beta 2- 
microglobulin was surveyed, it turned out that it is by part for 32mL/, and it became clear that 
it is equivalent to a part for path clearance 32.5mL/computed by having substituted it for the 
formula (6). Furthermore, when this module performed transit measurement of a urea and 
vitamin B12, the path clearance and the permeability of a urea were part 83% for 185mL(s)/, 
respectively. Moreover, about vitamin B12, it was part 48% for 95mL(s)/similarly. Measurement 
is [0035]. It carried out by the same approach. Moreover, 62% of the total amount of PVP in the 
film was insoluble in water. As a result of carrying out a membranous eluting material test, the 
absorbance of effluent test fluid was 0.04 or less. Moreover, since the pit hold-back agent was 
not used, in effluent test fluid, the pit hold-back agent was contained and was not. Furthermore, 
as for this film, compared with the positive control film, the amount of platelet adhesion became 
low (positive control film 43.4 Unit/m2) clear [ that the amount of adhesion of plasma protein is 
also low ] (positive control film 62.5 mg/g). 

[0047] It became clear that this film has very few elution volumes from the film, and there is 
little adhesion of blood protein and a platelet from the engine performance mentioned above. 
Moreover, since the transmission of albumin was excellent also in the path clearance of beta 2- 
microglobulin few, it turned out that it is the film excellent also in the dialysis engine 
performance. Furthermore, since there were few differences of the engine performance of the 
film in the core and the periphery section of a thread compared with the old desiccation 
approach (example 1 of a comparison), dispersion in the engine performance became clear [ few 
things ]. 
[0048] 

[Example 2] The same actuation as an example 1 was performed except having made the 
polyvinyl pyrrolidone in a film production undiluted solution, and having made N,N- 
dimethylacetamide into 78 % of the weight 4% of the weight. The mixing ratio of the polyvinyl 
pyrrolidone to the polysulfone in the film production undiluted solution at this time was 22.2 % of 
the weight. The engine performance of this film is shown in Table 1. It became clear that this 
film has very few elution volumes from the film, and there is little adhesion of blood protein and 
a platelet. Moreover, there was little transmission of albumin, and since excelling also in the 
path clearance of beta 2-microglobulin was suggested, it turned out that it is the film excellent 
also in the dialysis engine performance. Furthermore, since there were few differences of the 
engine performance of the film in the core and the periphery section of a thread compared with 
the old desiccation approach (example 1 of a comparison), dispersion in the engine performance 
became clear [ few things ]. 
[0049] 

[Example 3] The same actuation as an example 1 was performed except having made the 
polyvinyl pyrrolidone in a film production undiluted solution, and having made N,N- 
dimethylacetamide into 77.2 % of the weight 4.8% of the weight. The mixing ratio of the polyvinyl 
pyrrolidone to the polysulfone in the film production undiluted solution at this time was 26.7 % of 
the weight. The engine performance of this film is shown in Table 1. It became clear that this 
film has very few elution volumes from the film, and there is little adhesion of blood protein and 
a platelet. Moreover, there was little transmission of albumin, and since excelling also in the 
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path clearance of beta 2-microglobulin was suggested, it turned out that it is the film excellent 
also in the dialysis engine performance. Furthermore, since there were few differences of the 
engine performance of the film in the core and the periphery section of a thread compared with 
the old desiccation approach (example 1 of a comparison), dispersion in the engine performance 
became clear [ few things ]. 
[0050] 

[Example 4] The same actuation as an example 3 was performed except having used the mixing 
solution which turns into internal liquid from 52 % of the weight of N,N-dimethylacetamide, and 
48 % of the weight of water. The engine performance of this film is shown in Table 2. It became 
clear that this film has very few elution volumes from the film, and there is little adhesion of 
blood protein and a platelet. Moreover, there was little transmission of albumin, and since 
excelling also in the path clearance of beta 2-microglobulin was suggested, it turned out that it 
is the film excellent also in the dialysis engine performance. Furthermore, since there were few 
differences of the engine performance of the film in the core and the periphery section of a 
thread compared with the old desiccation approach (example 1 of a comparison), dispersion in 
the engine performance became clear [ few things ]. 
[0051] 

[The example 1 of a comparison] The thread after residual solvent removal (the water content 
of the film of a thread core 300% 300%) [ water content ] When the water content of the film of 
the thread periphery section put into the dryer (3m [/second ] circulation wind speed in a 
dryer) with which the difference of the water content of the film in the core and the periphery 
section of a thread set 30 as 87 degrees C 0% 300%, except that stoving was carried out and 
water content obtained less than 1% of thread, the same actuation as an example 1 was 
performed. This result is shown in Table 2. A difference is in the engine performance of the film 
in the core and the periphery section of a thread in the permeability of water penetration **** 
PVP, and it became clear that there is dispersion in the engine performance within a thread as 
a result. 
[0052] 

[The example 2 of a comparison] The same actuation as an example 1 was performed except 
there being nothing gamma ray Teru putting. This result is shown in Table 3. It became clear 
that the absorbance of elution test liquid exceeds 0.04 for the elution of PVP. 
[0053] 

[The example 3 of a comparison] The same actuation as an example 1 was performed except 
having made the polyvinyl pyrrolidone in a film production undiluted solution, and having made 
N,N-dimethylacetamide into 77.0 % of the weight 5.0% of the weight. The mixing ratio of the 
polyvinyl pyrrolidone to the polysulfone in the film production undiluted solution at this time was 
27.8 % of the weight. The engine performance of this film is shown in Table 3. Since the mixing 
ratio of the polyvinyl pyrrolidone to the polysulfone in a film production undiluted solution is 
over 27 % of the weight, an elution volume and film internal-surface PVP concentration are 
increasing. 
[0054] 

[The example 4 of a comparison] The same actuation as an example 1 was performed except 
having made the polyvinyl pyrrolidone in a film production undiluted solution, and having made 
N,N-dimethylacetamide into 78.4 % of the weight 3.6% of the weight. The mixing ratio of the 
polyvinyl pyrrolidone to the polysulfone in the film production undiluted solution at this time was 
20.0 % of the weight. The engine performance of this film is shown in Table 3. It became clear 
that the amount of PVP of a film internal surface is less than 30%. 
[0055] 

[The example 5 of a comparison] The same actuation as an example 3 was performed except 
having used the mixing solution which turns into internal liquid from 60 % of the weight of N,N~ 
dimethylacetamide, and 40 % of the weight of water. The engine performance of this film is 
shown in Table 3. This film was engine performance for which the permeability of albumin is 
over 0.3%, and the permeability of PVP also exceeds 75%. 
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[0056] 

[The example 6 of a comparison] The same actuation as an example 1 was performed except 
having used the mixing solution which turns into internal liquid from 10 % of the weight of N,N- 
dimethylacetamide, and 90 % of the weight of water. The engine performance of this film is 
shown in Table 3. The amount of water penetration of pure water was the engine performance 
which is less than 10mL(s)/(m2 and hr-mmHg). 
[0057] 

[The example 7 of a comparison] The same actuation as an example 1 was performed except 
having made drying temperature into 170 degrees C. The engine performance of this film is 
shown in Table 3. All PVP in the film of this film was insoluble in water. When this film was used 
as the module of 2 the effective filtration area of 1.5m and clinical blood evaluation was carried 
out in accordance with the performance-evaluation criteria of Japanese Society for Artificial 
Organs under a part (film internal-surface side) for blood flow rate 200mL/, and the conditions 
for dialysing fluid flow rate 500mL/(film outside-surface side), the leuco PENIA symptom that a 
dialysis patient's white blood cell count fell temporarily was observed. 
[0058] 
[Table 1] 
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[0059] 
[Table 2] 
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[Table 3] 
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[0061] 

[Effect of the Invention] The film of this invention has very few elution volumes from the film, 
and since it has the outstanding dialysis engine performance with little adhesion of blood protein 
and a platelet, it can be used for a physic application, a medical-application way, and a general 
industrial use way. 
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v>c*vmzmtr&$&im<ommfi&tfm-£tix^ 

[0007] iRpff a 3 Rxmtffim 4icit, &wmt 
mmm^^-ficmmm^brz^) tr^ue a «j k 
^s^traTkftm^Hi^snTv^o cti6te«, !tm 
ft 6 jflia^^^tt-r s ttflitfie* * n r i ^ *\ « 

[0 0 0 8] (^Aitt5k:tt]lii»«<il»»ltt , r* 

RrtSffiTfO^'J tT-;l/^P'J F>©^fi^^20~50% 

^>7^, j&/J^©M»^^ft<fS/c46©Si3^ 

t^e>6?gjig©^^ft^ec: o tc< v^c 

ici^xcotimt— VM\*\ 

[0009] *m&tt> wsottfl6*w , r*fiiBiit* 
yy -b u y^©fijs%e^«ffiftte^s-&-f KiasstT 



3 

16), Lfru w\mmi(r>m^ cvftmc^-o 
x, mmcLx^Lrcm^c^ ^aypiMm 
m ®<dm t x-imTotetimtPS. v%^£t>mhfr£?<z 

[00 10] 

vmm i ] mw 6-277470 n&m 
imxtt 2 1 mm* 1 1 - 3 3 2 9 s 0 
mmxM 3 ] mm* 8-52331 

imttM 4 ] 8-9 6 6 8 10 

VmXffl 5 ] #H5¥ 6-2 9 6 6 8 6 WAft 

imtXMGi m$m3 2 8 1 3 e 4^15 

[00 1 1] 

mxMJkTf&mm$(D&m(oii s o $ ©/h $ & 
[0012] 

[||Il£fg$ir 3 £#>©#©] W±©jfl<, *S>a-;l/ 20 

tmw cm^me) £x%fr?rc 0 zommt. ma 

ma, mmmmicx>o. &^t>^&sm£-t^\tmx<D 
&KM7mxttL%x&mfe<Dmtzmt%mmmz 

%^-f2>M*m&tZ>t^oc4ni£xicfjih\ HfeSv 

^fr%fr?rc%micm^mim$izmtbrcmm, mm 30 

5. *%0B#e«. 1ffFAIt6©*ifetc«korjfii«9iKfc 

< -rfe«)te«aBmLfcifi*, <BHfcre*i*f s t t 

fe©-c'&3 0 40 

[0013] (1) #Ux;l/*>* 

si? u v-Rtf # y tr^;b tr d y f yi? e&a, ^>S7i<» 

Ky©-»*7jcte*${fc^si@;&£t?&ffi&©^;5:^ 

KttUfetfS*«lll®»ift&ffiT?*oT, SiNK©«ji 
Ig^40 o CW±120 o CJ^TOSJS-c-*n^^L/cli^v 

*S*ttffll©Sifi*S, (2) (0W$tc43lJ*ifi$*« 50 



2 0 0 3 - 1 7 5 3 2 2 

4 

mtfthMWcmnztixtst), m&Mmmunfozm 
&*&c£*mL£*z±%& (1) icmmvmmxm, 
(3) faaua^o^otf^wt^aaptcfe^sis© 

(2) fcfettoiaig^s, (4) se*igg&&&©fc3g©¥ 

®.mMicmmz%ct*®m£-tz±.m (2) gfca 

(3) icmmommxm. (5) e*gmttft©*£<z>¥ 

mt*z±s& (4) fcaa*©«sfim &tf (6) g§t 

s#y tr^utrp u Ky©Jt**M8~27fiS%tf ssc 
^m^-r^ia (1) ~ (5) ©v^fti^©«awf 
a, fcBi-rst>©r*fcSo *%w©*sr*#enfc*s 

[0 0 14] 

[5§E©^8S©J&Jg] fcTRc, *58W©*S*«B! OX' 

[0015] tfa^ttmssBefrsiRfcfflv^sti 

[0016] *«W^v^5«?Lfili«iJttt, <6tt«f©tt 

£ mmvmjm, m±mm<Dm^imt %c£ imm 
[00 1 7] mMmm£hx&, 

1, 2-^i/yyyn-;K i, 3-^uy^ya 
-;K 2-y^y-i, 4-^-;^, 2-^^- 

2, 4-^y^^-;K 2-x^;l/-i, 3-^-9" 
>^-;K ^y-tzUX ff7Xfl/>^ijn-;K 
^UxfPyytj3-;l/2 0 0. .fUxfbyyua- 
;i/3 oo, ^yxf-u^^y n-;l/4 o of©^*'jn- 



(4) 



nm 2 0 0 3 - 1 7 5 3 2 2 



[ooi8] *«wte*^r, *a**T»*#a 

?LSOSHKfc«, 2bka*M00iL/ (n •hr-mmHg) W± 

-c-feoT, aa¥*9#?a4o,ooo©3j?'; f 

J&iJWS. . *10 



20 



30 



[0020] #y tr-;n?DU p>oai$tt, atii-r 

3 fi»%©# U tTx/Hf P U F > (BASFtfcSI 
K30. fil¥^?*40,000) ©^1^777- (0. 
15mol/U-y h;K pH7.4) Tk&ffifcLT, 
A DEE tttiECD¥i%&t)*200m\\giC LTc&L9Ut. ^st 

[0021] jBta*aTf**4?Laoaaiii4, #y* 

My^u?- GKTJWc r#yv-j fcti/^) , 

-0-A r-C (CH 3 ) 2 -A r 
-0- A r - S 0 2 — A r — 
[00 2 4] # D tfx;l/ tf d U F t>©K 

aTH^aawRtfSNre * a c t s , ' fci^c 

«ll¥^?fi900,000JK±©^U tT-;l/eaU F> 

sifflsft*, 9oo,ooo<k D^sv^aa^^HFa** 
•rs^'j trx;n? p y f y^fflvm^ofckfta** 
tt#-r*fcate«*a©#y trx/i/tfp y Ky*«ft»K 

900,000 i o/j^^aavjs^a©* y trx/i/t? p y 
K>©«*T?©gi#a*^4<'r«2:a*fts»**^+ 

[0025] sfc, *ux;i/*ys#uv-t*i;e- 

^fcflMf-fS «>©-*?&!), N-p^/b- 2-kfP'J F 
f£T\ fto»6tifc«l*Hlli: LT©tta*WT S £ ? & 

$ t< ttio~3oaa%T?*«o ss^a*tta*ajaw-* 

fci&fctt, #Uv-jftSEttfil^ < t< > 10~25M% 

[0026] ?6k:aR*ci:tt#ue-/nf D»j Fy 



[0 0 19] ^i&m7;l/y^>©jiii^ii, WT©J:5 
4*ifei»ate-r*ci:«rari!6T»**o *"f, g£20cm© 

c © * a - mz 37 °c tciras t rev* v ymvtifom 

(^'J y 50001 U/L (Uvh;W , ^^^flJt6.0g/d 
L (x->U-yh;U) ) ^UrtSffiffliJ^^iil.Ocm/^T-a 
*v>a-;l/©A f 9E^mJE©¥^EE*50iimHg^ 

T30^His^ii)fl%fT 5 o f# 6 nfcttift £ 7n?g©?iiS© 

iWJE«, SR^^MBfcfiW-te «t D280nn©&S(CTiJS 

u Ti2©s (1) KftAtTawis*am-r*o 

(1) 



x 1 0 0/ (7C»©!RJtfi) 

[0022] rtgpffltti, ao(f»fflasi:rtaii*}Bj«*-& 

*t>oT»**««, ^sa©?Ls«. nffitt^offinaa 

W^iW?t§cttj; 5 i^©'l4ig©3i*T^ 

[0 0 2 3] *^f|ffflV^tl54?'JX;V*^5tfJV 
-fctTtt, TfS©^ (2) , Sfc«iC (3) 

^^ateoi/^rawteHgtfti/^o 

-0-A r — SO2 — Ar— (2) 

(3) 

y©SftiW««27aa%WT, J6F$ L < «10~27M* 
%. $e>iC»^L< &20~27M%T s &<5o 

wr*#y if-;i/trny F>©?ifaJt^^27ia%^s 
*.*£ mmm&mzziffix. $ /c i oa» %**t* 

[0 0 2 7] MmmtLXlt, 09*tf* ; **V-;k 
x^/— ;b^©7;Pn— ; x— ; n-^+J - 
n-'\^>H©flgflfi^t7j<m^lf^yv-^ 

mm<D'umi, -3o~9o°c, ^^l<^o~9o°c, j etc 

L< «0~80t:T'fe5o ?g@i@©SJS^90 o C^x 
/c0> -30°C*?i-e$»at, SHfS^O^S^ttSI©^ 

[0028] s^j^if©^*, *s*««*^a 

T. +^(CS?1LTV^^^40°CW±120 0 CUT©S 



40 



50 



20 mm- 



ffiTf Ck^jtft-fao *5K9fcfcV^T, 40 o CW±120°C 

at*:*****. 

[0029] -?>(tvmmm. fe$im<Mk%.*& d 

20-70%, 3£ L< »50~70%K:fcai$j£tfJff3: L< , 

ioT, ^^©tf^SPk^aaJtcfeWSffilO^Jc*©* ■ 

# 7 J<* (%) = (A-B) 
[0 0 3 2] SSBSSfitt, 40 o aX±120°CJ^TT$>5C 
i: A^J L <• , S 6 {c» $ L < tt40TCW±100TCJWTT* 

&a 0 i2or£ig7tak#y tr^ufpu Fy»l4fc 

40"C*»Ttt^ «^fcB?H#frfr9a^#SL<4 

v^ 0 sfc. -7-r^DS©ai*{i^<iaAw$Lv^ 

[0 0 3 3] fg£Kft0lltfc:B?!ft&tf y &V©ft4t«l« 

ss*rr a c t k «fc d > §i*©pvp©--ffi*#fc:^s{fc-T? 

[0 0 3 4] *«BT*V^*fc*»T?<fc*PVPfctt, H 
* ©£PVP1 fr£ 7j<{c Rl »T? h a PVPjt&M L 5 K ^fc t> © 

&aPVP»i, WT©3?i6teJ:l5*»*cttfT?**o 

n^N-^^u-2-ifDU Kye^Kjsspurca, it 

[0 0 3 5] *^©t!ii*ffi«, IK?L&&*iJ*d£&£ 

B (mL/^) = 0. 636A+29. 99 
jSz-S^Dya^U^^Ur^yXtt, 1.5 

ii 2 ©^^®^©^^^-;^, ms.wtMzaoiu# <m 
nmw) , mtir&ffimxxiaL/ft <xw&&m ©*# 

fcfc©T*&a 0 

10 0 3 8] -5.5 vfv-fVXDtVT^y 7. 50 



(5) #BH 2003-175322 
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*fg*5%Wrtfc1^5Cfctf^refca 0 C1CT% *«© 

©i/6©(EH*v>-5 0 £fc> *JK©^HWfctt, &i£© 
R^«»fffik43V^T^Ji^5.ES©l/6©IBH^v>9o 
[0 0 3 0] *fc, |Rlt»*aS^6, £j&Mttl$£43tt 
aftsfcfcO^Tfc. ^©^SSkftMSUctettaM© 

**%SOTbT*<4:» ^^©ff^asknaaso^Tk* 

»aw a c k «k o ft jgcfi&& k ^ma?©^* 

[0 0 3 1] cct% £#*fctt, ISjftHu©** (Xti 
M) ©fi* (A (g) )'fc<6»*j* (XttM) ©M 
(B (g) ) fr5 (4) Sfc<kO?t3¥^*46enSfe© 

X 1 0 0/B (4) 
» ^}iJiM^40 < CW±120^CJKT©SJf??]!lP^^ Lfcll 

T'S-pT, M7k©^7f<fi^l0~l ,000mL/ (m 2 • hr • mm 

Hg) , a»¥^?a4o,ooo©jHD^;i/tfD'; f>© 
^ii*^75%JWTT% ao^j&m^{c43^a7;l/^5 y 

©aii*sW).3%*jBT»feD, ?5t^ti^n©'&^© 

[0 0 3 6] fi3fi©lfll?g)i*T?«teT-«. jl«fT5D^ F 

yn^yy c^?fi: ii,8oo) *+^tcaa?^a*v 

7;l/^5> (^?a : 67,000) &«kA,£3i)®£-£&^ 

a 0 r^^^ y©aa*^o.3%%e^.a c t im^ic 
ta*7^75^t < a^-r a c t a c t 

[0 0 3 7] Sfc, -IfekoaTkfi^lOBL/ (m 2 'hr-mmH 

g) w±©Kfctet^Tt4, *utr-;nfoy K^©aa 

* (A (%) ) k/32-^^D^P^U^©^'J7 7 ^>X 
(B (mL/^) ) tiatTiitDtf. (5) te^f— 35?M»W 
ftfflHBBff*«#ft-r*o ^'J7^>XfWi«1.5m 2 © 

.*«ittiii«**-r*a«fft«© ; e^a-;Hi:*» • *nx 



(5) 

m^©ft*^«stf^«©jit : fj${c^t)-&T 

«^4fe©««S*SnT^*^ ^'je^;l/t?DU F> 
© 75% ^S^. a i: 7;U^ 5 > ©jgii^O . 3 % 

[0 0 3 9] Sfc, *«W©«a*ffifcJ:5ff6nfelll 



t tt, AlWHSH*lg»Pte«-3t HH Lfc t tor fc 

tBH^fcs-^-rs^vx^igfcAn^ 7o±5°cf- 1 Btp B ^ 

jtotiBU ?&ai«ll*at)IJ!nr^ffiRS7k*iPATi5(W. 

tfct>©««i*-rao "R3^«220~350nBr*©gAR 

Axwratii*aapp"e«»3ttiif*o.i«Tte'r* c t 
5 nr ^ s # , *%w©ii»fflS?L««f^j?rffiit l 
ftv»cfc*»6o.o4*j|3&iaa^*<ii:*<nrflnf**, $ 

fc. K*teK?Lfi^S^fr5frteO^Tt>cft&© 

[0040] *aw©«ja#atcj:Dff6nfe«itt, * 

'J x;t/* >^'Jv-i: # U tT-;b if p U K > 5 £ 
•3 . SlF'Mte fett S * 'J If X/l/ fcfp'J F ^©»fi*<30 * 

pvpmm (sm%) =c. Mi xi 

CCT\ C. : (%) 

c 2 

Mi 

M 2 



^*<y]M?mm (%) 

PVP©i»0.igba.-«y hO^fi (111) 
# U X/l/# U v-CDj» D ig L-^L— >y h 
(4 4 2) 
[0 0 4 2] 

•J ygsftot: h«f»j(ii*liaii.0<M/»»cTl5»IHilja« 

h y hyx-ioo) «^e^i*!fckff"«B*Jsas»LT 
HUffi K Kit L fc ifc/hSfr 5 $ ns ?L»flJ2*iR»* 

(flltffi^SD iifc 9 ©LDHr£14i:LTWtiiLfco ^ 
Stt©SK«LDHt / h * v h (^- y • v 

wvri* • Uiirttti!) ft*, m&tmt 

L TPVP^^W Lft t^Jl ( y HBgtf M©£ «0!l 1 ©§l£ 

tMiiiSi ,5ooppa<D^m.mmmt k y ■> Athene 
iiim x * y -;u{c i BHsarr a c t te & <o n 
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* ~45M%r&£ 0 J!©ifii$:S£14tefi^ftH?«:, ifo 

»««»-r zmftmm®m>mT°& v , * y e^/nf o y 
k> (wt#»c rpvpj fcfcvs) 

jfc^Krtt, MrtaiB©PVP«g^SS^*«o lift 
3?E©PVPjIj£ftW fcjBrt^ffitfBlKktt** U 

+\,\ t ftfr^> m<DmmM£n^&trj;z> 0 mimft 

10 3 D ffioT, *&Br©Jgrtgfl5©PVP©»if 

tt, 30~40%©§BBr&D, ^$L<ti33~40%T'fe 

[0041] ffitp^ffiopvpilittt, X7^xl7tif 

X-~\-^h;l/ (X-ray Photoelectron spectroscopy, IXT 
XPS)'fc:«toT^Sn«o ■ffcfc'fe, JlrtSffi©XPS© 
St»*WffiT— y±te3fe^fc», ±iyZ-X®, 

rc«, -a«©*si?iis-r*o -rftt>%, cis, ois. mi 

20 fiS%fflv^Tg*«ms?US (g^H^riJS) t^^}-^ 
©affilffi (-f^JIMS) fr6«46fcJiS*V^ti 
©T»fe0, >fiJxMy^f'j7-^ (2) j£©flfifi-r* 
s^htfett (6) sfcfc otter**** cfc^-et 

•So 

0 0/ (C, Mi +C 2 M 2 ) (6) 

[0043] anuK* ytWEs&MW) mutism* y 

>17 5 y©aHWill)£fcHI*ftitfl£*ff o fctt, 

fee ^^^SiiS^BCA^Pr-Or-yt^ (tf7- 
XttSD Sffiffl-Lfc, ftfc\ RBtt^S8fcLrPVP*^# 

tftv^n ( y mmtmommm i ©si%^^*?f si , 
^ /~Mc\B mmmr z c t tc <t d t# a n t> ©) 

Ml^p D a<t[Wl^teJ:bl5b/c:o 
[0 0 4 4] 

40 KStflRJl] (SmRtfK}88iJ©ISfc£) ^UX;V*y 
(Amoco Engineering PolymersttS P-1700) 18.0MM 
%, #'J ex;Hfpy K> (BASFttS K90, fil¥^ 
^11,200,000) 4.3M%£, N,N->7f;P7-th 
7 5 F77.7fiJi%te»l!PLTJS-ft»j«i: Lfc 0 d C 

r\ aimisaif©* y x;i/* y te^-r * ^ y e - ;i/ tr p 

WtfcS?, N, N-^f-;l/7-feh7 5 K30Sfi% 
i: ?j<70fia %©iB^»**» 5> ft * rtSKfc i: fe te , H5p 
(2fiS^/X;l/ 0.1 mm -0.2mm -0.3mm) yb^tttij^ 
50 0.96m©x74 i >>y7 P ^)ili$-M:r75 o C©7j<^e>ft 



(7) 

11 

Ltefth, iti©4i©SJe£54.5%. Sjg^51°C^3yh 
D-;l/Lfco WMt, 80m/^^@SLfc o lCT\ £S3i 
lCft?Z>x.7ir*v7<Dttm*, 0.012m/ (m/^) 
ofco ##ftofcfcJfc*SJ»T&. £ (g£300mJ8l*i£ 
9200*) O9]»Tffi±^^?>80r^^7]<^+7-^2^ 
7> tttiftirt § C i: IC £ 0 JH*©glr§3iJ£lt2; L fco 

[0045] mmm<Di&wkzs?\pco7fmmm.) ± 
©§i©#7j<^3oo%. ^zmffl^mv^mftm 
%) 3o*%87°c^^t tdmm (&m®ft<Dwmam 

3m/#) ^An§ci:{cJ;0)!)P^jiLfco £fc, ^ 
ffi&BSfr 6fE*i*!7B#3: &*j£©Tg|Sfr 68m/ 
#©SLj§KT25°C©|^S£M (Sfil0%WT) £&£© 

T9P^e)±95^kaaLfco c©b#, &m©±gis7>?>« 

7c 0 &3>©^7k*tf65% (&3i*/L^©ffii©^7j< 

93 1 mmc m zmtD^m^gm %) o m 

I) «cfcte±9^*#l%**0l0*K 
fcflfcfco SSK. #e>ftfcl£J8§i (*Jfc) £25kGy©y 

tt&jBwr* c fc «t d iiw©pvp®-»*^»fk t 

fco 

[0046] cttiiaffl&iift) c ©«ottUB%i8 1 

1"o tti^il0(HlSiJ^L7cMmcD¥^I^/Tv-ro c©Ji£ 
W$Kt)®ffiffll .5i ©tS^a-jMC UT0 2 -^P?P 
^Uy^UT^yx^fliiJLfc^il^ 32mL/#t ! £ 30 
P V P ©jSjfispfcjS (6) fCftALT 
. UttUtfe^ y 77yX32.5«L/#fclWefc*'c: 

yBi 2 ©jtjaay^&fTofcfcca, S*©^UT^yx 
fc»i*«*n^ni85iiy^ 83%T-fcofc, tr 

^5>B 12 ^Ot^T&l«C95niL/^\ 48%-e-feofco 

[0 0 3 5] fclqWftJfrffiTfrofco ffil*©£PV 
Pl©62%£\ *fc*»T*fcofc 0 ffll©}§Hi%ISK%t 
fc*S», »W%iOI«OIBtfitt0.04WTT?fcofc. $ 40 

3.4Unit/m 2 ) , J&Ojfil8fl*:"<*»DteigSfcffi^C. t 
WRt>frtt£-otc (M&mm®. 5mg/g) o 
[0 0 4 7] «±fc¥tffcttlJ|jB»&. C©H!«:. . 

ffi&^tf'PK < /3 2 - 5 * n ^ u 7y >©^ 
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fti^e fc*»6ttm©tf eottf^ftvc fcjb^e*^* 

[0 0 4 8] 

$*©* 'J yf<:*tf « # U If a >J k >©*§ 

to coma, j^6©$tfj*#«i&T'>&<, 

[00 4 9] 

. [HSKM3-] «JWH«1'Osi«y.vf-;l/t?D'JK>%4.8 
Sl%, N,N-^^^;l/7-fehT5 F^77.2MM%ib 

■WRft'i'©* y ^fcjrr § # y \£-;i> e d y k y 

©igftJt$«26.7afi%t?feofco £<DJM<Di£m%%. 1 

s * >7 ^ s-f>jfii/j^©M#*^^: c t &m e> 1 4 

5 77 d ^ y >c7)^7 ij 7 7 tati^> c i:*^^ 
? ftfe c k 9«f ttfilte t>«tlfc«T»* 5 C £ fffrfr 
^tzo Ziblc, &M<0*>bffl£ft®m<:l3rt5m<D&m 

c: k^5>'ttig©« > p»-D#^>^^c t^e^fcSo 

[0 0 5 0] 

MlJ3 fcra*&*f^*fT-afco C©^©'|4^^2{<:^ 
■To c©Si«. M^P)©mffi*^S46r^<, jfli«^ 
>7 ^ H-f> jfli/jN«©^S««'>4 ctW^^o 
/co tit, 7;l/^5y©aasp* v >*<. fio/? 2 -5 

fco **©*i&»i:^«»Kfe^*M©ttlil© 

£ 6ttfi6© Sot >b^ft i/> c k e. t> k 4 o fco 
[00 5 1] 

[JtttW 1 ] «»»j»*»©** (.^mmoox, & 

m^^©H©^7K*^300%, ^^^Jlg|5©M©-t7j< 
**<300%. &M(D<$>bB£ftfflmc$5V2>m(D%7m 

<omm%) 3o**87 < cteH3Ebfc*aiwi ckmhia© 



(8) 



13 



WmiMZvi/m icXti%ctlz£ DM^LT^k 

i %mz>mmtzmimmm \ tmm%»tt 

*>mEp>7>£&o7co 
[00 5 2] 

fco 

[00 5 3] 

11%, N.N-^^f-;l/7-bh7 5 F£77.0fiS%fcL 
CDgftl Wi27 . 8M% -o tco C (Dm<Dmzz% 3 

eou Ky^igfiiit^27a*%^®^Tv^coT\ m 
mm, mftmmmm&tfmtoLT^Zo 20 

[00 5 4] 

11%, NJ-^^^T-fehr^ K£78.4Sft%fcL 

K/sa^jU'jx/i/^ytcw-ra^u tr^/nf d u f> 



ft M 2 0 0 3 - 1 7 5 3 2 2 
14 

[00 5 5] 

nam 5 ] nwman ,h-v* * f t ~ F6oa 

[0 0 5 6] 

[i±$2tfij6] rtS»»fcN,N-S>*f-;Kr-fe FT5 FlOJl 

SfiW 1 mm%»ft*ft o fco c OBKDtt&ifc^ 3 icm 
to *ifi7jc0a7Kfi*MOiiL/ (m'-hfrarnHg) 
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